The title compound was synthesized under hydrothermal conditions. The starting material was prepared by mixing NaH2PO4 · H2O, Na2HPO4 · 2H2O, FeO and Fe2O3 in proportions 2:1:1:½. About 25 mg of the homogenized mixture was sealed into a gold tube with an outer diameter of 2 mm and a length of 25 mm, containing 2 mg of distilled water. 
Source of material
The title compound was synthesized under hydrothermal conditions. The starting material was prepared by mixing NaH2PO4 · H2O, Na2HPO4 · 2H2O, FeO and Fe2O3 in proportions 2:1:1:½. About 25 mg of the homogenized mixture was sealed into a gold tube with an outer diameter of 2 mm and a length of 25 mm, containing 2 mg of distilled water. The gold capsule was then inserted in a Tuttle-type pressure vessel [1] and maintained at a temperature of 700°C and a pressure of 0.1 GPa. After 3 days the sample, still in the gold tube in the autoclave, was quenched to room temperature in a stream of cold air. Elongated grey crystals of the title compound were associated with large colorless crystals of maricite, NaFe(PO 4 
Discussion
In the natural geological environment of granitic pegmatites, NaFe-Mn-bearing phosphates play important geochemical and petrological roles. The alluaudite group of minerals, with an idealized chemical composition Na2(Mn,Fe 2+ )2Fe 3+ (PO4)3, constitutes a good example of primary phosphates which can be used as geothermometer, or to constrain the oxygen fugacity which prevailed in granitic pegmatites [3] . In order to better understand the crystallization conditions of iron-rich alluaudites in pegmatites, we decided to investigate the Na-Fe 2+ -Fe 3+ (+PO4) ternary system by hydrothermal methods [4] . These experiments produced several new phosphates, which crystallized in the Na-rich part of the system and were investigated by single-crystal X-ray diffraction techniques. The crystal structure of the title compound does not correspond to that of any other natural or synthetic phosphate. The fundamental structural unit is constituted by a chain running along [100], a chain which is similar to that occurring in hannayite, (NH4)2[Mg3{PO3(OH)}4(H2O)8] [5] . The parallel chains, which are linked together by large sodium cations (figure, top), are formed by Fe1 octahedra linked via corner-sharing to the P1 tetrahedra (figure, middle), and decorated by the edge-sharing P2 tetrahedra. The chains can be described as two connected single chains, which show a regular alternation of Fe1 octahedra and P tetrahedra in a 1:1 ratio. They can also be decomposed in tetramers constituted by two octahedra linked by two tetrahedra, aligned along the [010] axis. These tetramers can be considered as fragments of kröhnkite-type chains, which are common among sulfates, arsenates and phosphates [6, 7] . Topologically, the chains described herein are of c1/1b type, according to the classification of Krivovichev [8] . They have been reported in many synthetic sulfates, chromates and selenates, but in these compounds, the chains generally show an alternation of tetrahedra and UO7 pentagonal bipyramids [8] . Only the compounds [H3N(CH2)2NH3][FeF3(SO4)] [9] and VO(HPO 4 )(H 2 O) 4 [10] really show c1/1b-type tetrahedral/octahedral chains. Among phosphate minerals, heteropolyhedral chains similar to those occurring in the title compound were reported in hannayite, but in this mineral, the chains are not isolated but linked to other chains [5, 11] . The sodium sites are connected with the Fe1 site via corner-sharing (Na2-Fe1 and Na3/Na3*-Fe1), edge-sharing (Na4-Fe1) or face-sharing (Na1-Fe1). These sites also share one corner (Na4-P1-Na3/Na3* and Na4-P1) or one edge (Na2-P1 and Na3/Na3*-P2) with the P1 and P2 tetrahedra. The Fe1 (2.011 Å 2.262 Å), Na2 (2.429 Å 2.798 Å) and Na4 sites (2.473 Å 2.659 Å) show topologies of weakly distorted octahedra, whereas the 7-coordinated Na1 site (2.222 Å 2.812 Å) shows a topology of distorted pentagonal bipyramid (figure, bottom). One sodium was split into two distinct Na3 and Na3* positions, and the site occupancy factors have been constrained to 0.25 in order to take into account this disordered cationic distribution. The coordination polyhedra of the Na3/Na3* site (2.19 Å 2.94 Å) can be described as a 8-coordinated hexagonal bipyramid ( figure, bottom) iii . The idealized formula of the title compound, calculated from the structural data, is Na 2.88Fe(PO4)2, in good agreement with the chemical analysis. tive comments on the first version of this manuscript, to U. Kolitsch and S. Krivovichev for helpful topological comments, as well as to H. Graetsch who helped us to use the 4-circle diffractometer at the Ruhr-Universität Bochum, 
